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(57) [HiftE)] 

s: (I) (Difc^m 
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1. s^Ci) 




R' 

(^4^. n = 0~2 : 
R' (*H$7t(i:NH2 ; 

R' {iJiJlT(7>4 oco^(7)9 ifc>(7)V^-f :a3?)^-e^;i, ; 

-R* 



c3 / \ „ d5 




C^^. m = 0 t ^cti 1 ; 

XfiO^ NR' ^ Ttfi S Co)o-2-C^&. Cb^^l^i^^i/^T 2o(7)Xm^— -C^oT 
^fc^^oTv^T J: ; 

O2-C1-6 t;v^jv-r\ c onh-Ci-6Tjv^;v-r\ c o-d-eTJV^JvR" 
1 7t(* S O2-C1-6 r jv^^v-r't*^ ; 

R*fiH. C02H> C O2-C1-6 TJi^^JV. CONH2. C 0NCCi-«T;^^;^)2 
> c onhCCi-6Tjv^jv), c o-Ci-6 tjv^;v. C0-riJ-;v. co-^-r 
nrU-JV. NHS02CFi. S O2 N H-Ci-6 T;v^;v. S O2 



C3) 
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N 

CCi-6TJV^jv)2^ S O2 NH-r V N H C O-Ci-6 r nhcon 
h-Ci-6T;v^;v. nhc onh-tu nh s o^-Ci-sTjv^jv, nhs 
OiT'J-jv. CN. NH2. OH. 0-Ci-e t;v^;v, t ;tfi:0-T'; -jv-e* 
^))^ 

2. n = 1 -eafe^. ^ 1 ijc7)'ft:^t;o 

5. R'i}^ (a) . (h) tfzit ic) «?>^-e^J9. X:6^^0. Si?t:{iNR'-e 

7. R'5??^Ci-6T;v^;v-R'-e^:i,. tirlB#JSv^TtL?5^<7)'fb'^t»o 

8. R'>??^S 02NCCi-6-t;v^;v)2 J ^ttiCN-efi^v^, frfffi#:Sv^-rti;d^ 

9. R';^^H, COzR. C 02-Ci-« r;v^;w. OH. NHz. •r^9WJ^^ 
TtfiNH S O2 C F^-C^-g). ^ 8 SfT^^k-^tlo 

10. R'^M a) i 7t fi (c ) (7)^-e^) 19 > m = 0 "C^)^. ^ SXti 9:fico 

11. R'^Ma) i Ttii (c) 19. m = 1 -C^-Sj. HSXii 9lMco 

12. R'^>' (b) ttzit (d) (7)*-eafe;i>. ll8X{*9:ei(7)'fl:'^i^o 

1 5. ^i;!r^l 4SM^^'ffi7^^<D'it^^tmm±-^^^ii^^$iMtfzi±mi^ 
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1 6. R't^BK2x-^i>mi7bmmi 4sM\^^'nx7^^Kmm<^it^m^mM:-r& 

a) ^Cxv I ^<D\\.^m : 

[XVI] 




[XIV] 

R 3 

b) #^tL-i>5tCx v)<7)4'W# : 

[XV] 

N 

H2N ""N' ^njn 

-f^^it-k^hd^mi^^ i^x.m^h^^^m^(D. yx^ttt^c^^^^tr. -m^/c 

^r-^ (^ft'^ n = o~2-e^)i9. RtiCi-6TJV^;v-R\ tu-;v. -gi^ 



C5) 
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o 

2 3 . miti}^ T - fflma . s,jt t - fflia ^ /n-jk ^ ;t (i t - ibis,® x-^& 

. H 1 8:^(^11^0 

2 5. SEt^c>«)5^-f ;vy;$/::^M^Mlcj:^it^j;t{i:s'9'JT-e*-l>. ^18 

1 sM<Ditmo 

2 7 . SEt^;:;??^^ I mmmmx-:k> mi 8 MfO^Mo 

2 8. ^ i;!rM 1 4 JH^i/^T tt/0^t::|flScco^l:'^tl. i3 j:Zfy°V > ^ ^ V 

it T -e* -s. m^<Df^^ K^m-r ^ tz ai> coilM-e-^^-r mm^ao 

2 9. ^ i;!rM 1 4x:Sc7)V^-f tt55^t::|Si^cr)'fI::^%, ^ J: O^-/'; > J? V* v F 

mX^^ SEtfc (7) J» ffi -r i6 CD il ^* -e-^* 1- . IS m p°n o 



C6) 



mmW- 1 0-5 0 7 1 7 1 



(7) 1 0-5 0 7 1 7 1 

> ^^h-^tf^-^^-r-^ISSMi^. -7°V >'J? iJ' >- 'J ^-^f 

9-T ^;vai^7°'; >C^'-7^>^-^?>)l±P NP-f e^- <!: LT 

m'nmwmmmi 7 s 1 7 8-^c^H6^i^*s#f^^»4 7 7 2 e 0 e-^t^MjiS^i:: 
- ;v^:e)>'* :^^y m&'t-^ts- </) ^ p N p jtpM^j 1 1 "c^g ffl -r s i t li ^'J-m#b1^ 

6 5 2 9 7-^*3 iO^'WO 9 2/0 1 5 8 0 4i ^ ttT ^ o MLt^i 

9 8 5 4 3 ^ll#?i^^5 0 0 8 2 6 5 -i*. *1I#^I^4 9 8 5 4 3 3 "i". 

*a#WF^5 2 3 6 9 2 6-^^ *a#l1^^5 0 0 8 2 7 Q-^Km^^HX^^^o 

V-y^y ^'7. • • • ■7^-'^-^ - 1 3 . 6 5 4 Ci 9 8 
• T> K • T^^ > X 2 1 . 253Cl987 \ y V7.-ty^-^^ 

■i-^y B^)v-rij'r^ -•^•^•^-f j-y^ 8 8 ^ i 1540C19 

9 1 )*3J:C^^W0 9 0/0 1 0 2 1 H|5^C0 P N P PM-^- ^ (i> ^^T::^>i^^ 
<7)1ti|r|i^^'^c7)<b'^tl(7)P N P|C)]fiJf^ffl^^§ <^x.& ^ t ^^LTv^-g>o ? 
. 9 -r-' T C 9 -T U - ;v p< ^ ;v ) > CO T 'J - CO ll^lfS P N P laWvSf =^ 
< ^x. ^ ^ i: 4ifE«$ t^Tv^ #1^ y t:^ 'J v > umi^ LT^ili 
'^l^^Stt^i)^':;^: §i<^T^:i)it>i)H L:7t;W3CIL Farmaco) 4 8 C 2 ). 2 9 7 C 
1 9 9 3 )i;|§^$*LTV^^o 
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[1] 



o 




N 



HN £N^R, 



{^^. n = 0 ~ 2 : 
R'tiH. NH2 i;t^i/^^^^>' ; 



— -\-R' 




R 



C^f^. m=Otfziil ; 

XfiO. NR' S fctd: S Co)o-2-C^^. Cb )^t^i3V^T 2 oc7)xm^— -C^oT 

R^fiH^TtfiMjiL-CCi-eTJW^^^R'^ J:y=~T'J -J^R'^^^>M^$ tL^ 1 f 

R'{iH. Ci-6T;v^;vr\ C2-6 t;v^^-'v. T';-jv. -t >; -;v-Ci-6 t 
;v^;v, -Ci-6 t;v^;vt u -;v, -Ci-e TJV^JV-^7"nCCi-6)TJV^jv> C 
02-Ci-6t;v^;vr\ c 0 n H-Ci-e t;p^;vr\ c o-Ci-e tjv^ jvr' S 

S 02-Ci-6 T;v^;v-R*'-e^^ ; isxzf 
rN^h. CO2H. c O2 Ci-6 t;v^;v, CONH2. c 0 nCCi-6T;v^;v)2 
> C 0 N H CCi-6 r C O-Ci-e t;v^;v. CO-T'J-;v. CO-^-r 

HT'j-jv. NHSO2CF3. s O2 N H-Ci-6 t;v^;v. s O2 

NCCi-6r;v^;v)2, s O2 nh-tu nh c o-Ci-e t;v^;v. nhco 

NH-Ci-6TJV^;v, NHCONH-T';-;v. NH S O2-C1-6 TJV^;i^. NH 



C9) 
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s 

02T'J^;v> CN^ NH2. 0H^ O-Ci-6 t;v^;v^ ^ TttiO-T'; - jvc^ 

<Di\L^m k . m$im<r) y u > ^ v :t k ^ * v 9 - -tf m.mm t 



(10) 1 0-5 0 7 1 7 1 



yjmm^ ^^muMM^^iyo Mitt l < am^^MK ^ ^mm^^x 

2 .4~>Vf-;V7^:=-;V. 4 -t e r t -•7'^;V-7 2.2.2-hiJ'7 

^ -f - ;v ^ ;t: nVs^ D ;v 4- ^ ^> ;>{ ^ t^T-^ S ^ ^ ;^ ^ ;k50 BSI 
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OH 

n= 1 ; 

R'tiH^ 7t(iCi-6r;v^;vR'' ; 

RNAH. CO2H. C O2-C1-6 TJW^JV. OH. NH2. ^ h ^y^U JVS/i(iN 
H S 02 C F3 

^;fj Cmyastheni a g ravi s) ^ ^ ^ --r I^^m ^ X XI ^ m'kMA^M ^£ t'ijm^ $ 




(12) 1 0-5 0 7 1 7 1 

\^^m-^^^a n^\i^%m<Di\L^m\t. 2 '.3 '-v7"^^->tt-v>'>. 2'. 

3 '-V-r:^^l^'^T J '>^yttz\t2 ',3 '— 7t-^^^->-< y J:&m5^t4^&> 

p N p nawf^ c ' ' ^* r y v > c ' ' T > (d^^ tt^-r ^ :i t nj; o t 

>r • lij^ K • ^ A CMecl,Chem)29 1804(1986) ) j; Vjfxv^, ^ 

'fb^i^ (?) lit ^ 1" 4) -e ^) & o 

<7)<h'^t»t- J:-?)J^5^(41ii.TcOJ: ^ \:- LTMJ^-T^ ; MO L T-4fflia§-R PM I - 

16 4 Oig^fl^-eif ?a?-iiSo it^lfflS^c^Mv^ig*^t4^^. d-G u o — 
J^Ci 0mM)^cl;?7PNPia#S!l<75m«t'^^'fb'^t?^^ * ^«liT» 



(13) 1 0-5 0 7 1 7 1 



^ . x,7. • 5?;X^-X, -^j-^ j-^v; 2 4 , 1 137-1 139Cl 98 l));i3J: 
• T> K • Ti^ 3 >X 2 2 . 379C1987 ^t^ia^cO^ffi 19 , it^m\^^^ 9 

^cDMIIcO/N'^-b^^-v t LT^^tl^^o :i<DljmiiWO 94/23309 1' 

& o 

■r^Ki3\.^xm\^mm-r:^m^^m^. r\ r\ r\ r\ r\ r\ x. n 
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v;vc7)crt §ig^>&Rj^;fSt4^C1abile group) ^:^-^) 

1- ^ ^ ^ . S)>s ti^j K. i£yfm'\±^^mmm\ . ;t ^ b ^ t k n ^ ^ r t ^ 



[11] 



o 




(15) 1 0-5 0 7 1 7 1 

[HI] 

NHCOaR* 

U^KJ^^n. 'Vyh. VJ^^ . • Q.Org.Chem.)53^ 5617C 

n^\t::.(DKm\tmm^. 0f L< fiT" h Fn-7 9>c7)ri: i:^tlcJ-- 



^ CIII) c7) 4> re # {* - CI V ) c?) ^ 4- V T e> WM-f- ct o 

[rv] 

o 

JL nhcsnhcOeR® 

HN 

^<D^^K.]B\tV ■ v^-^ • • 5 3 > 5 6 1 7 Cl 9 

»T ^ KcT) J; 9 4»T ^ i fi T -fe h ^ h V J; 9 ;^ ^ b >J ^ 7^ 

^Ste^^^tt'. m.i§L. 0^ L< {i2 0~ 3 0*CICT, v-^^' n^^>/;^*;^i}C 



(16) 
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[V] 



o 



R 




S=C=NC Oz R 



i (7)^i^{ivaL^ • 7>^>^ i/j:^^ • • ^i:^ a.Org.Chem.)53, 5617(19 

9 'ST 5 1 7t(*T-tr h ^ ^ J: ^ > 'J ;K7)ri: § ^lt1■4:t^^#la£ft' 



[VII] 



o 




(17) 1 0-5 0 7 1 7 1 

[nil] 



o 



CI 



[rx] 

H2N = 



• T V 7 K • ^ 5 ;^ h U - ^CD^Ci 978 ). 4 V ~ . :=.sL~a~^^ 



10-507171 



[X] 




tmm<0^i^mV'^y- • ^^yVcL^ - • ^ F • ^AS, 558(196 

l:: J: o T ? 1^ I' . ^ 0.:>(D'it^m J:: i3 T R ' H R ' H f 7t (i N H 2 




(19) 
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[XII] 




[XIII] 




[XIV] 



- b t'(7)ii^!^^R)S-^S-t4i Cleaving groupD-e^^) 
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[XV] 





(21) 1 0-5 0 7 1 7 1 

L < 8 0 'Cl^TtTX.ff J:v^o 

— Jlg^Cx Vl)cOf1=M#t±J^y^ ■ ^y'U'^^ ^ )VX 1978^ 22Cl 

9 8 4 )S ;tfiaiA-7-^ • f-^-fe, • p« K • 3 5 9 , 3 8 C2)Cl 

9 9 5 )l'fBfc^:^?£^^x.Tii®-rtLtf J:v^o 

, ^CDcT^'fb^i^Cj^tt^, R'{±R''^^:#L, R' (iCi-e T;v^;vR'T-^ V? RNi 
C 

# ^ ti-g> ^ 7t ft' M'frfT^^S'^tl -f tL ^) #fifc^c7) tlJffi-fb^e^te® 

o ^(Dm.^\t±.Kmnvtzi^^} :/%^v^-y k^j^;^^'; v~^\^x^-f^^m.tfz 



(22) 1 0-5 0 7 1 7 1 

b - Cdiscoid Tups erythmatosis), '7°>?; a:. U h - v';^ , 

#^'tt®^bi!M. T -MI^S JflL^)M*3 J: T -fflia > /N°JB<7) r C?t: /i L i :Jt 

o 

2'-r^^^yVT J ^yy. 2 3 '-VT'^^v^ y 2 3 '-VT^^^->i5^ 

r y V > ^ 2 ' , 3 ^ V r v :^ v J; W»t6ti^l»^ 

ttz\±2\3 T":t ^ 7" 1; > J? V Ftof/L'i^ ^ *3 J: z>m«fN 
t^y V tU^^^'^X . ^^m(Dit^m<D'/') y%^V^^y F>}^y.^ 'J ^-^m. 

J; ^ M (d; . -^^m (i ^) tLT i> 2 ' - 3 ^ v y" U > ^ y 

V^^^KM. '^Jx.fi'2 3 '-VT'^:t^->-< y ^>>'. 2 ' . 3 '-v-^^ ^ >^ i>'T ^ 
>^ 7t{i2 '.3 >'-r:t^?/r -r-V v'^'cD V h n ^ jv:;?;^^, 



(23) 1 0-5 0 7 1 7 1 

3797C198 7)l::fe«<^rt <^e,:}^TV^;|,o i<50^{im^«jl::^^^ tL^ 
□S^^ Ttti^ h^'^l>aji^t::^-r^-f V^^V-v-B > ;^ V - 1:: J: :|> J: 

-^J X. fd: ^'^ -7° > . -if 9 ^ > t (± T ^ V r ; i3 J; cFf^MSiJ . filxi ;^ 



(24) 1 0-5 0 7 1 7 1 

10 8-^; lnl^4 1 6 6 4 5 2 -^fe J: 4 2 6 5 8 7 4 ^maic<7):^-&l:i'C 

o 

t: Kn^->"/n "f-jv-brjvn-x^ T Ji^^^^'^- h 'J ^ .-K 'J tf ^ ;v # 'J 



. 1 * 7^c(*-ettJ^±co*'fe^. \^fz^fi\>X±,<D^Pr. i^^XI\t.fz\t^^\>X±, 



(25) 1 0-5 0 7 1 7 1 

<. '^Jx.ff -bn-;v, T'n ti v ;vif b - ;vi3 J: 0'-> h H/??^ 
L T 4i ct v^o i coiKrlvSf* ^ t:: ^^CD J; o T^S ^^^MJ S 7t m 

'ttco p sij^^ *3 T fF§ ? *L# ;i> ^^j^jij ^ =mn s tz \mmm- 



(26) 1 0-5 0 7 1 7 1 

> v§?K^ T^cfiM^M^^rffl^/^tLtf J:v>C2|s:m®t^^v>T. M^S^l^ti-^^;^ ^ 
:t y v- a. i3 J: Zf^mM ^^tf^o 

mm-r^mKmmi±-BitMi ^u^^j^^tzy)mo -o 5mg^^hm2 o o 

^7:::»9 2 -SmEJ^-^ 1 0 0 g)o 'J ^ - ^-f-'r4MBife{i#fi 1 k g^/:: 

19 — 0^0-0 1 fjlOOmg CB:#— A— H^7t«9 0- 5mg:*^(b7g)o 

ti— 1 mg-^^t^^5 0 0 m g<7)vS'tttl®^'^^LTV^2,-e^;?> -9 o 

tL 7t tt> K # ^ ^ s -r -i> ) ^ ^ -r 4)<o -e ^ i> o 

DEAD i^JU^)lyiyT^7i^^)\^^^Zy\y~y 

DMF p ^ ^ ;v .i^ ;v T ^ K 

DCC V V ^ K 

MsQ pi >- j;^ jr. ;v ^ n 9 -i" K 

1 : 2-7- ^ h n-4-C2'-7- h 9 n Kn -7 9 -JVp? f-;VT ^ y 

5 v^-e-ciHi-^v 

2-T ^ y n n -5-^ h n i; V ^ -J >" -6-[lH]-:^ > (C Temple et a1 . , Nu 



(27) 1 0-5 0 7 1 7 1 

cleic Acid Chemistry, Vol. 1(1978), Wiley NY, P47-52) C2g)c7) jr. ^ y - 

t. mW^'d^^m^TX-~m.-^m^ ■^T/^°- ;V-r -^.n C2. 5g)„ 

TLC Rf=0.10 (2(r/o MeOH/CH, Cl^) 

2 : 2-r ^ y-4-C2'-7^ h 9 1:1 Kn "7 9 ;V ;>« ^ ;V T ^ y )-5-[l-[3-Cai 

Pf3^#: 1 (l.Og) ^65-80x:(7):7|cicMvSL> :l Jn-^Mzif^^t b V ^ A C4. 

5g)^/^-L'f-::^y^i3aL/to 0 ■ 5 LT |; fcSB^^ML. T-trh-=-h 

T-tr h i; JvCiorm)ti-r-^?tL. M^Tx-^m-^^. ^m-fb^i^CO.Sg) 

TLC Rf=0.3 MeOH/CHjClj) 
^/n-[5,4-d]-i;°i; ^ V > -2-5^7 -^N^y - > 



c^n^^ 2 (0.42g) ^DMF (20m1) DCC (0.73g) ^^^^zM^tio ^ 

M<h'^-tlC0.31g)^^^fco 

TLC Rf=0.45 MeOH/CHjCI^) 

F^W# 4 : 2-r ^ y-5-:=. >n^C2'-7^ > 9li Knt: 9"JVp{f-JVr ^ y)t: U 

^ vv-e-ciH]-;^^ 

^m^it^^^^-r y y -f-^Vx b 9 t Kn t: 9 >'CGB 10319I6) j; V) ^ 

TLC Rf=0.6 (10% MeOH/CH^CI^) 



(28) 1 0-5 0 7 1 7 1 

=0.3 MeOH/CH^a^) 

V*n-[5,4-cl]-ii t; 5 y -2-'^ ~ - |, 

.5 MeOH/CHjClj) 

CR)2-i; i^n^v'p? ^;v-2,3— :7t: i^ntf 9 > (S.-Kang et Tet Asym. 19 
95, 6Ci), 97-100) C0.23g)c7)ji^y -;Vv§^^C40m1)Ft3-\, ^^C^/n" 9 v ^ 
1(3% Pcl)^jjp;t7to ^#^/N°-;V;^J^^CParr reaction)ff-.$g:x 100 Psic7);!fc 

NMRC400 MHz, DMS0(4 ) : 1.0(m,lH), 1.5Cm,5H), l.SCbs^ IH), 3.3Cm,3H), 3 
.SCd.lH), 4.5Cbs,lH) 

fpmi^ 8 : CR)-2-pf ^ ^ ^ h 9 K n t: 9 > 

^mi^ 7C0.85g)^ CHCI, (27m1) *3 .t 0= > V -:i^^;^T ^ > C2m1)^^;b-1i:. 



0 r Cr-r y;^^ .^)^ -CS^#H^Tt;TJ^*P Lt^To ^:-\MsC1C0.62m1)^^> ij > 

if. :^v^-e^^!iJ^v'; *_h-e«g|iL. -7 ^ >7 v'^^^ b ^5^9 ^ - J: 19 ^ 
SLT^M<h-^t)C1.31g)^^ferSi; LT#^Co 
TLC Rf = 0.6 (5C^ EtOAc/^^-^- ::^) 

fpmi^ 9 : CR)-2,8--7r ^ y -e-^^ ^v^-^-Czc^ h ^ t Kn tr ^ ^ jvp« 

2,8— 7*^ y-6-^>-:/;V;:J-^>'y'°iJl >CChae et a1 J.Med Chem 1995, 38(2) 
, 359-365) (0.23g) (^DMFC2m1)^§^^^if|5ti tTV^-|> 43-.LiHC8.2mg)^^;(jp 

u^m^mm^m%r'C4 s^^mmwLtzo s (o.izg) ^DMF^t^^ 



(29) 1 0-5 0 7 1 7 1 

mUMLfzo ^^maz^') ^±-rrmmL. y^-j^y^^u^V-r^y^-K^^) 

M L X Umt^m C43 ■ 7mg) ^ ^^^fe t L T # ;t o 
TLC Rf= 0.8 (10% MeOH/CHjCI^) 

x^m^ 10 ; CS)-2-ii pn^v-pt ^;V7" h ^ t: Fn > 

NMR (400 MHz, CDCIj ) 1.3Cm,lH), 1.5(m,4H), l.SCm.lH), 2.3Cbs,lH), 3.5 
Cm,4H)4.0Cm,lW) 

o 

TLC Rf = 0.49 {5(3(EZQAc/^^^y) 

f^m^ 12 : CS)-2 ,8— >^ r^J -6-^ y v ^ ->-9-C2 '-Cx f ^ K n t: ^ ^ 

TLC Rf = 0.8 (10 % MeOH/CHj C\ ) 

f^3ffi#: 13^2-Ti Kn^>';>{ ^;p-6-p? ^;P7^ > 9 t: Kn tf 9 >■ (E-I. Klimova 
et a1 Zh. Org. Khim, 1970, 6 413-418) J; I9 ^ ^tWimcO^'i^^^Xm 

$c 7t o 

TLC Rf = 0.26 (50% EtOAc/^ -9- > ) 

14 : 2,8—77' 5 y-6-^> v;V:^c^>-9-[2'-(6'p{ ^jV-r h 9 11 KnE° 

TLC Rf = 0.82 (10% MeOH/CHjCI^) 

15 : 2-^ -f- )\y 7. )V -^^ )V :^ ^ Zy :^ -f- ;V-4-p< >f-;v-r h ^ t Yu\L^y 

h ^ Kn t: 5^ > (B.L, Eliel et a\ Org. Mag. Res. 1983, 21 95 
-107) (0.35g) ;5^P,0.43gc7)4ira#: IS^M^yfi^: LT#7to 



(30) 1 0-5 0 7 1 7 1 

TLC Rf = 0.64 (50?6EtOAc/^d^^>) 

t^m^t^ 16 : 2,8-i>^Y ^ y-6-^yi;)U^^^y-9-L2'C4'-;>^^}l.y- Y^}^ Fnt: 
TLC Rf = 0.87 (1(3% MeOH/ CH^a,) 

Fn t: 9 > 

pf^ra#: 17^4,6-^y;>{ ^;V-2-ii Kn f^;V7^ > 9 Knt:9>CB.L Elie 

1 et a1 Org. Mag. Res 1983, 21 95-107)j:l9, ^p^i^ 8^ |W|#(7>^^lCTil 

TLC Rf = 0.83 (5(»6EtQ^c/^c;^-9->) 

TLC Rf = 0.85 aO% MeOH/CHjClj) 

19 : tert-'T'^ ;v-6-Ct -lrh^v'p{'f-;v) xh^liKn -2H-e ^ > -2-7 

^v^rJ' n np{ ^ vClSmD^^-j^^p l^Ti:^ > j;?,-6C/^>'^f >';;?,;v,^^jv)^ b ^ t 
Fn-2H-t: ^ >'-2-^ ^ y — )VT ~ hClg.) (S.V. Ley et a1 .Tetrahedron CI 
989), 45(13), 4293) ^ J; xl'^-tert-y' ^ )\y ^ y \) ^ ij )V:^^Z/:r, 

■f- y CI. 37g)(^ ^J^UU:^ 9y ClOnI )-^m^MT L o tKi-78t: t2 . 5^ 
H«#L. :^V>-C^?aHTl-5^H«#L^Co 1NC9HC 1 t^TiJ' ^> > L 

0P6 EtCWLc/ ^^-9->)tiTftSL. ^®<b-^tlC187mg)^||.fco 
TLC Rf = 0.6 (5CP6 EtCAc/ 

20 : tert-y^;v-6-Ct Kn^ v-pf «f-;v)^ h 9 Kn-2H-t: 9 >-2-r 



(31) 1 0-5 0 7 1 7 1 

TLC Rf = 0.33 (5m, EtQAc/ y\^^y) 

fpmi^ 21 : tert-y-i- ;v-SO ^ ;v ;}s ^ >- ^ ;V ) x h v K n -2H- 

TLC Rf= 0.4 (50% EtQAc/ y^^^^y) 

^mi^ 22 : 2,8—7 r^y -6-^ > v ^ >.-9-C2'-C6'-tert--:/^;V;t ^ 5^ P& 
TLC Rf = 0.3 (EtQAc) 

4^W# 23 : h9>y^-r hvt: Kn-2-r-b h ^->j)< ^;V-6-'7°U5jf-2-ai::^jV-[ 
2H]-t: 9 > 

-t; 9 V-2-p? ^ y — jVT-tTT^— h CS.V Ley et a1., TetrahedronC1989)^ 45(13 
)^ 4293) (Ig) is J; tJ^ r U ^ y :/C835mg)cr)-7/5. n npt ^ 

y^C10m1)^:^v^-e?STL;t:o ^t&!^fi-78t: {:iT2^ra^# L. :?^v^-e-35t:-e 1 
NFMm#L7t:o IN HCIi; J: oTi^ j:.^^^^^^^ t. v^^ n n ^ ^ :/ l^iTttai t Tt^l: 
. m-^^m\ty^ V v-^^' h ^''^ -tcTffi»LC40P6 EtOAc/^ c^^j- y ), 
mm-fb^t) C414fng)„ 
TLC Rf = 0.6 (50P6 EtoAc/ ^^-^f >) 

F^W# 24 ; h^VX-r h9t Kn-2-l; -^u^l/ :f^^)\^-^-fU'f-2-J-:z.)\,-2 
H-t: ^ 

^m-fb^tJ^f+'K* 23 J; tt'M#20i|w||io:^-^tcJ; ^) Lf.:o ""-C Rf 
= 0.37 (50% EtQAc/ ^e^-^y) 



(32) 1 0-5 0 7 1 7 1 

TLC Rf = 0.45 (5(3% EtCAc/ ^^^y) 

r^m^ 26 : (S ,S )-2,8-i;-7 ~ y -6-^>. ^ -^-9-C2'-C6'-/n JV)7" 

TLC Rf = 0.55 {ICF/o MeOH/CHj Cl^ ) 

;v-6-7'n y-2-a:. - jv2Ht: 9 > 

24C3.75g)^ DMFC2Qti1), ^ ^ ^-y"^ ,p (3.6g) is J; CFtert-y 

tTC5(3% EtOAc/^^^>), ^M'fb^!^^#7tC5.18g)^ 
TLC Rf = 0. 65 ( 50% EtOAcAx ^^y) 

28 : h 9 > y!. -2-tert-y^ ;v v p< 9^ n ^ ^ ;V-6-t; K n ^ v ^ 
n tr;V7^ f 9 11 Kn-2H-t: 9 y 



w/w)C10ml)^^^Jpt7t:o M!^{±^a-e3.5^^^# t Tto S^M^-f-JVl^iT^ftm 
L. m.^^^iiy^ y y^^u^ y^'yV 4 -C30% EtOAc/^.^^f y)^- L 

TLC Rf = 0.3 (50P6 EtOAc/ ^^-5f >) 

29 : h 9 > X -6-^sj yV)\y^^^y-fu V; ;v-2-tert--7'^ jV v JV v n 

M^W?tC5rm)-., 28C0.54g)^^^at::Tm^#H^T'C^^llIlL;^Co 



(33) 1 0-5 0 7 1 7 1 

ffi CSiO, , 5(»6EtQAc/^ ^ ^ > ) t T fttfe^ §g CI . Ig) ^ # ;t: „ 

TLC Rf=0.6 (SO^EtOAc/^^-y-y) 

]c n-[2H]-t: ^ > 

^ > ) L Ttefe jg0J5 ti: CO . 28g) ^ # ;t o 
TLC Rf=0.2 (50%EtOAc/^^^>) 

■^JV'T b ^ t Kn [2H]-t: ^ > 
TLC Rf=0.3 (5(»^EtQAc/^i^-9->) 

7^ b 9 t Fn-[2H]-t°9:n;Vp? ^;v]-2,8 -vT ^ 7 y V > 
TLC Rf =0.7 (ICP^ MeOH/CHjCI^) 

F^W# 33 : h ^>y;-2-tert-7'^;Vvp? ^;v->n^vpff^;i/-6-^ 
/K:=-;VJi-f^;V'r h 9 ii Kn-[2H]-t: 9 > 

T-b b~ h U ;vC4fn1), Eai^'fbR^C^nn)^ j;Of;^C6m1)^rt'^^28C0.98g)tS 
a'^^m^ > U '^AC2.18g)^^j]pL7to :^'fb;V-7"^'>ACIII)7}:'fb%C5mg)^ 

^O-Cf -ci^iPL. vr:/p« V-e^ekati^cCH.J. Backer etal., Organic Synt 
hesis, Col. Vol.. V 351)C8.3mmo1)„ M!^{i^©l::T2 2^Mm#L7to 



(34) 1 0-5 0 7 1 7 1 

Q^c/^ ^ ^ > ) L T ^-feM §g ^£ CO . 50g) ^ 41 ;t o 
TLC Rf= 0.6 (50 %EtQAc/^Ndr-t?- >-) 

34 ; h ^ >:;?.-2-t Kn^->;>{ f-;v-6-p{ h^->5^;V5jfj=-jvaif-;v-r h 
t Kn-2H-i:i 9 > 

L ^ o 

TLC Rf= 0.1 (50% EtOAc/ ^i^^-Jf^) 
;'<f-;V-r>9tKn -21-1- 1: ^ > 

TLC Rf= 0.7 (EtOAc) 

36 : 6-^ y V ^ ->-2 ,8— y y^y -9-C > ^ > y?. -2 '-C6'-^ > ^ -> 

;V:^'^;Vai^;w)-r h 9 K n-[2H]-i^° 9 jr. ;p;>( ^;w)'7°ij >' 

TLC Rf =0.7 (10% MeOH/CH^CI^) 

37 : ( + ) ^^;v7;;i'j}^:=.;v:t^v^^;v-i.4-v;t^^:^ 
^S'fb'&i^ ^ C± ) Kn^v^'f-;v-l ^V:^^^y (R-I. Duclos et a1.^ 

Journal of Organic Chemistry 1992^ 57^ 6156-6163) j; ig ^ pf^M^ 

TLC Rf =0.4 (50%EtOAc/^i^^j->) 

38 : 6-^^:/.;;;v^^v-2,8-vT^ y-9-C2'-a',4'-v^^^:r.;v)^ ^ 

TLC Rf= 0.7 (10% MeOH/CH^CIj) 
Wrobel and E Hejchman Bull Polish Acad Sci Chem 1987 3521) (10. 



(35) 1 0-5 0 7 1 7 1 

ac500 mi)ft^-.^ii^^ji^, aic\izxmmLtzo imm't^^-^tcii<D^7Ki5X 

TLC Rf =0.22 (2(K EtCAc/CK, Cl^ ) 

DEADaig)(7) K9^"mFC20 ml)-^,;^;^ t^^^ 39C7.3g)^ 7^;V-< ^ KCIO.2 g) 

TLC Rf =0.38 (20 % EtOAc/^ -9- > s) 

^#7^cC3.25 g)^ 

TLC Rf=0.41 (5 % MeOH/CHjCI^) 

F^W# 42 : 2-7 ^ > n-4-C2'-r Yy\L Kn ^o.::^ ^;VT ^ J 

TLC Rf= 0.15(20 % MeOH/CHjClj) 

43 : 2-T ^ y ^(2'-^^ > 9 t K n :r. ;V y >f-;l^T 5 ^ )-5-[l-[3-Cai 

h ^ v-* l-'-l' K]]t: 'J i7 > - 6-[lH]-;^ > 

TLC Rf =0.32 MeOH/CH^CIj) 



(36) 1 0-5 0 7 1 7 1 

^:/n [5,4-d]i:i°i; jp^c^^^^^- h 

TLC Rf= 0.23 (10 % MeOH/CHjClj) 

45 : 2-r ^ J -5-^ > n -4-C2 '-Cl-tert-;f > ^ 5!; ;v tK ;v) n 'J 
::i;Vpt f-JVr 5 y-5-:r. ^ n Vl 'J 5 v ^-6-[lH]-^ y 
^fKh-^t/ ^ l-tert-y- h Jl/ # ^ ;v-2-T ^ 7 p< ^ n 'J J: 19 . ft^ 

TLC Rf= 0.14 {im MeOH/CH^CIj) 

ttJ^# 46 ; 2-7^ y ^C2'-Cl-tert-^> i^rv*;V5}?:^;Pt; n 1; 

TLC Rf= 0.23 (10 % MeOH/CHjCl2) 

47 : ^ ;V-6-r 5 J -4-C2 '-Cl'-tert--:/ > ^ -> * sK::^ n U =J jr. 

;vy >f-;v)T ^ y ):t ^■+^V'^ [5,4-d]t: ^ v>-2-^ jV^sy - f 

^S^b^i^^ft'W^ 46 j: 19, 3i|w||i(7):^i£(CTllML7^:o 
TLC Rf= 0.42 (10 % MeOH/CHjClj) 

48 : 8-7 ^ y -9-C2 '-(l-tert-^ fs )vm:r^)V\lU^) V :^)\'^^T ^ 

y 



TLC Rf=0.45 (25% MeOH/CHjCI^) 

TLC Rf= 0.4 (5% MeOH/CH2CH2) 

50 : 1 -tert-y- h ^ v * ;V5}?^;vy «f-;V-5-tert-y'^f-;v v y ^ jV V ;V 
:t ^ v'jvy f^JH:; n u yy-l-i^ y 

41 ^#49 (l.Og) cr)xh9^iKn:79> 0^ymm-^i^%i\l^ h U ^ A C0.21g) 



(37) 1 0-5 0 7 1 7 1 

i^S><?>'#JbtL. ::.fi^^hKzy') ^^u-^h^^y^ - K-zmm:Lfzo MM'it-^ 
m^M'^mmmMt LT#;t:C1.5g), 
TLC Rf = 0. 65 (5 % MeOH/CH^C,) 

rpmi^ 51 : l-tert-y ^-^^ ^;V-5-ii K U ^ p< ^ ;H:: n 'J v^^ 

TLC Rf= 0.3 (5 % MeOH/ CH^CI^) 

TLC Rf= 0.45 (5% MeOH/ CH^CI^) 

53 : 1 -tert--7^- h ^ v ;v ^ p< ^ ;p-5-T v K -f- ;v t: n 'j -y y -2- 

rvK^hU-^i^ (0-55g) ^ft^ra#52 (1.3g) (TjDMFClSmD-^^^^^^p L ^ 5 
0.7g)„ 

TLC Rf= 0.6 (5% MeOH/CH^CI^ ) 

tt'^^ 54 : 1 -tert--7' |. jv,}? - ^;v-5-x = y ;>? -^-jl/tiu ij v>-2- 

Pf3^>^ 53C4.8g)^ JIO? > t; -7^-;^^;^^^ :/ CIO. 5g)^T>1FaOQn1)^ J; 

C8m1)^^§^L/co 48f^fflii^L;tt*:, M&^^tl^mii&^S L. v'^r^^'n-^ 
y^r^y ^^\^ X%%m. L 7t C5?avieOH/CH, CI, )^ * M^feM t L T # 7t C2 . 

TLC Rf= 0.4 (5% MeOH/CH^CI,) 



(38) 1 0-5 0 7 1 7 1 

^mi^ 55 : 2-r ^ y ^Cl'-Ctert-T- h^^yf})]yyi?:=.)P^^ ;v) t; n U v > -2- 

TLC Rf=0.6C109S MeOH/CH^ Cl^ ) 

tt^W#: 56 : 2-r 5 7 -4-a'-tert--:f f ^ * ;V ;V ^ -f- ;Hi n i; zy >-2 '- 
^^;V-5'-p< ^ y )-5-[1-[3-Cji b ^ ;^ ^ V-f 'J ^ 

TLC Rf=0.45 (1(5% MeOH/CH, CI,) 

fpmi^ 57 : jnf - ;p-6-7' ^ y -4-Cl'-tert--7^- > ^ V ;?7 Jl^ ^ ;V p< f - ;V t; n 'Jl v > 
TLC Rf=0.55 (lOPg MeOH/CHjCI,) 

p^^^ 57CO.85g)cr);r|C-^^igC30m1)f^^^^:^ t; ,^^C0.14g)^^^;flDt> 24^^ 

[M4W]^=394 

3 (0.27g) ^^m^^ U C0.23g)<7)#H£T. ^ ^ y - JvC25m1)p^ 

m.KXQ Bt Hinit L tz o ^^*P L m.mu^m ^mmmt r > ^ ^ a ?§yat^ -c ^ 

?-^/co tt»*?tiiL. ^^C7K)L. ^j^?-ii:Tm^'fb^tlC0.23g)^|^7t:o 
TLC Rf=0.2 (30% MeOH/CH^CI,) 

NMRC2(X) MHz; DMSO-d^), 1.6-2. Km, 4H), 3.7Cm,lH), 3.95Cm,3H), 4.25Cm,l 

H), 5.5(bs,2H), 6.1Cbs,2H), 10.3Cbs,lH) 



(39) 1 0-5 0 7 1 7 1 

2 : 8-r 5 y-9-C2'-7- > Kn I; 9 ^ ;v)^r ^ > 

TLC Rf = 0.1(10% MeOH/CHj Cl^ ) 

NMRC200 Miz; DMSO-ndg), ^ 1.0-1. 9Cm,6H)^ 3.3Cm,lH), 3.6Cm,lH), 3.8Cm,3 
H), 5.8(bs,2H), 6.3Cbs,2H), 10.6Cbs,lH) 

4g)^ HPLC (Novapak C-18 100x8fnm, 2:3 MeOH/H,0, Iml/min) R,8.75^ NMRC 
200Mi2 ; DMSO-dg), l.l-1.9Cm, 6H), 3.3Cm, IH), 3.7Cm, IH), 3.8-4. 2Cin^ 3H) 
7.1Cbs, 2H), 8.2(5, 2H), 11.4(s, IH) 

jljfe^J 4 ; (R)8-7'5 y-9[2'-(7- ^ 9 Kni:l9^;P^-f-JV)]i5''T^>' ->V^-^ 

p^^^ 12(38tng)$.^^^-^^ HCI(lin1)(7)^^H£T> ^ ^ 7 - JVC9m1)f|3 jit W 
LTto Pd/^^ (10?^ d) (5mg)^:^v^T-miPL. ^#^7X^»H^t^.T- 3 ^ 

LT#7tC22.6mg)„ 
TLC Rf = 0.43(2CP6 MeOH/CH^a^) 

[W+H]* = 338 

5 : (S)8-T = y-9-(2'-7^ > 9 t Knii9~;^^^;v)i5^T">'vVN^ K 
n n 9 F 

TLC Rf = 0.25(20% MeOH/CH^CI^) 
[M4«]*= 338 

^MM 6 : 8-r 5 y-9-[2'-(6'-p{ h 9 t Kn t° ^-JV);'? ^jvl^J^T-^ 



(40) 



mmW- 1 0-5 0 7 1 7 1 



TLC Rf = 0.05 (10% MeOH/CHjClj) 
rn^y = 279 

7 : S-T' ~ y-9-[2'-C4'-p{^;V7^ > ^ t: K D t: ^ T ^ > 

TLC Rf = 0.1 (10^ MeOH/CH^aj) 
[M 4H]* = 279 

8 : y-9-[2'C4',6'-v^^;i/7^ hyU K n li ^ T 



TLC Rf = 0.15 (10% MeOH/CHjCl2) 
= 293 

9; 8-7- 5 y-9-(2'-C6'-^;^;j^-^>'y > 9 Kn e^^JV^ 



TLC Rf = 0.1 (im MeOH CH^CI^) 



4^: |W|«o:^'^t(;TmL7t< 



jllfe^J 10 : CS,R)^-r ^ y-9-C2'-C6'-/n h 9 t Fn-2H-t° ^ - 

TLC Rf = 0.1 (ICP^ MeOH/CHjClj) 
[M4«]^ = 307 

jlia^j 11: > ^ >y!,-8-x 5 y-9-C2'-C6'-ii v y^n t: jv)?^ h 9 t Kn-2 
H-t: ;v p< -f- ;v) iJ'" T > i^^^ ^ F n ^ n 9 'i' K 

TLC Rf = 0.05 (10% MeOH/ CH^C^) 
DVkW]^ = 323 



(41) 1 0-5 0 7 1 7 1 

12 : h V >y;-8-r 5 y -9-C2'-C6' h ^ jv,}?- h ^ 

TLC Rf = 0.1 (1CP6 MeOH/CH^CIj) 
[M4W]^ = 351 

13 : 8-7 = y-9-(2'-[l,4— y^^-^j-^;^]y f-;i^)^-7-^>-:/VN^ Kn^' 

TLC Rf = 0.12 (10?^MeOH/ CH,C\) 
[W+H]* =267 

TLC Rf = 0.26 ( 25% MeOHtCht C% ) 

NMR (DMSO) 1.65(2 H. m)^ 1.92-2. 20C2 H m)^ 2.62-2.90C2H m)^ 3.70-3. 
97C3 H m), 6.00C2 H br s), 6.38C2 H br s), 10.81(1 H br s) 

j^jfe^j 15 : 8-7 ^ y _9-C2'-a'-^^y7^ > 9 t Kn^a.j=.;v^ ^jvD^S'-r ^ > 
iim<k;^^C18 mf)^^JiM 14(41 mg)ir)g^^ (3m1) v#?t-^«b. 3 BtWI« 



TLC Rf = 0.20 (20% MeOH/Cht Cl^ ) 
[M+H]^ = 283 

jlM^J 16 : 8-r ^ y-9-(2'-(lM'-i;:t^y^ h 9 t Kn f-ai:=.;vy jv))i5^ 
aim-rhzk^ClOO mD^^^^j 14(67 mg)(^|f^^(3 m1)^§^^i;v^j[[ v§vS^ 1 



(42) 1 0-5 0 7 1 7 1 

TLC Rf = 0.32 (20?6 MeOH/Cht Cl^ ) 

m^y = 299 

TLC Rf = 0.2 (2m, MeOH/CH^CIj) 
[M4W]^ = 250 

jljfe^J 18 : 8-7-^ y-9-C2'-t: n 'j -7 ;V ^ ;p) r ^ > 

NMRC200 MHz, DMSO-dg), 1.4 - 2.0Cm, 2.8 - 3.0Cm, 2H), 3.2 - 4.0C 

m. 4H), 6.1-6.5Cm, 4H), 9.7Cbrs, IH) 

[M+H]* =250 

19 : 8-7^y-9-Ci' p&;i/:<K^->p<^;vn°n'j v >'-2'-:t>-5'-^;v^ 

pf3^^ 58 (O.lg) ^2M ^>{\:yi^^mC10m^:>KmmL. MmT'^^mmWLfZo 
j:.7<yii]y~-^a yKX^m^^m^'^. ^H-fb-^tf^SfeSfrCO. lOg)^^^ 

NMR (200MHz, DMSOnd^) l.SCm.lH), 2.0Cm,lH), 202Cni,lH), 2.4Cm,lH), 4.0 
Cm,SH), 7.5Cbs,2H), 8.5Cs,2H), ll.S(s,lH) 
[m^y = 322 
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Box I Observ&tiQns where certain claims were fbunil uaseorohAble (Cotrtiiiualion of item 1 of first sheet) 



This inurnaUoniU sezxch repoit has noi been established in respeci of certain cJaimi under Arllcle 1 7(2X^) for the fcllawme reasons: 
1, Claim* Nd£.: 

becwR thejr relz-tr ta subject, matter not required to be sesj-ched by this Auihoriiy, Dameiy: 

Although claim 30 Is directed to a method of treatment of (diagnostic 

method practised on) the hurnan/anlmal body, the search has been carried out 
and based on the alleged effects of the conpDund/conposltlon. 

2- 1_ I Clnms Nos.: 

becaiiK they rch.te lo parts of the inieniAtional «ppiicaticii ttM. do jioc comply with the prescribed requiicmeiiU to such 
ui eiocent thiu so meaningful intematioDBl March can be carrie<l out, spedfic&lly: 



5. Q CtoiirtsNos.: 

because they ste cfependem daiius aod are not drafted in woordanoe with the second and third Kntencea oF Rule 6.4(a). 



Box II Obserraliotn where unit j of imrcntion is lacking <CoBtiniiatioii of item 2 of first sheet) 



This International Swiching Authority found mulUple inventjanx in this internationi] appticatioru u follows: 



1. [ I Ai all icquirad additional search faea were Unwly paid by th« appUeontp thii internstional eeaieh report eo^era rH 

te&rchafale daiins. 

2. \ ^ \ As ail flearchahle claims could be searches wlthoui e^ort juscifying an additional fee, ihts Authority did not invite pityniem 

of any additional fiec. 



3- [ 1 Aa only aonn of tht requirad addicionat March Cees wm litneiy paid by the applicant, thii international sesrch report 
covers only those cbims foi which fees were paid, specifically claims Noa.: 



4, I j No required addidonsl search fees were bmely paid by the appticant. Consequently, this IntcmaHGnal search report Is 
reatricted to dte invenuon CttsL meatianed in the claims; it is cohered by ctainu Nos.: 



Remaik on Ffevbeat | | The additianai search fees were aocompBOied by the ^pUcant'E proteSL 

I I No protest acoompuiied the payment oF additicnal search fees. 
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